.
UV/vis absorption spectra of 1-3 in CHCl 3 4 were obtained using a Cary 50 spectrophotometer using 0.1 mM solutions in 1 cm quartz cuvettes, and infrared spectra were recorded in KBr disks with a Thermo-Scientific Nicolet 6700 FT-IR spectrometer.
Electrochemistry. Cyclic voltammograms were collecting using a CH Instruments 660 potentiostat using a polished glassy carbon working electrode, platinum counter-electrode, and Ag/AgCl reference electrode in CH 2 Cl 2 ; potentials were referenced versus ferrocene as internal standard, and are plotted versus SCE using the known potential of Fc/Fc + vs SCE (+380 mV). Bulk electrolyses (Schlumberger SI 1286 potentiostat) were performed at a fixed potential (−0.95 V vs SCE, referenced internally vs Fc) in 30 mL of MeCN containing 1.3 mM of catalyst and 30 mM TFA in a fritted H-cell using a bundled array of twenty 0.9 mm diameter graphite rods as working electrode; 2 × 8 × 0.5 cm graphite rod as counter-electrode; Ag wire in a fritted glass tube as reference electrode. Faradaic yields were determined by mannometry using a mercury capillary apparatus; the presence of headspace H 2 was confirmed by gas chromatography using an Agilent Technologies 7890A GC System equipped with a TCD.
X-ray Diffraction Data Collection and Crystal Structure Refinement.
Crystals were mounted on a glass fiber using Paratone oil then placed on the diffractometer under a stream of N 2 at 100 K. Refinement of F 2 against all reflections: the weighted R-factor (wR) and goodness of fit (S) were based on F 2 , conventional R-factors (R) were based on F, with F set to zero for negative F 2 . The threshold expression F2 > 2σ (F 2 ) was used only for calculating R-factors(gt) and was not relevant to the choice of reflections for refinement. Diffraction intensity data were collected on a Bruker Kappa APEX II diffractometer equipped with a MoKα X-ray source and data were collected using APEX2 v2009.7-0; the data reduction program SAINT-plus v7.66A was used. In the case of complexes 1 and 2, the H-bonded NO-H-ON hydrogens were located in the difference map and refined isotropically, while all other hydrogens were fixed according to standard parameters in SHELXL. 
